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(54) POROUS CERAMIC SHEET, PROCESS FOR PRODUCING THE SAME, AND SETTER FOR 
USE IN THE PROCESS 



(57) The invention provides a setter which com- 
prises a sheet ceramic containing 40% to 90% by 
weight of an [NiO] unit; a process for producing a 
porous ceramic sheet containing nickel oxide and stabi- 
lized zirconia, by the use of the setter; and a porous 
ceramic sheet having a ratio X of a ratio Xa relative to a 
ratio Xb ranging from 0.85 to 1.18, where the ratio Xa is 
a ratio of an X-ray diffraction peak intensity of the (200) 
line of nickel oxide relative to an X-ray diffraction peak 



intensity of the (111) line of the stabilized zirconia on 
one side of the sheet, and the ratio Xb is a ratio of an X- 
ray diffraction peak intensity of nickel oxide in the (200) 
line relative to an X-ray diffraction peak intensity of the 
(111) line of the stabilized zirconia on the other side, 
where the ceramic sheet is mainly produced by the 
process. 
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Description 
Technical Field 

5 [0001] The present invention relates to a porous ceramic sheet, particularly to a porous ceramic sheet containing 
nickel and stabilized zirconia which is mainly used for a solid oxide fuel cell, to a process for producing the porous 
ceramic sheet, and to a setter for use in the process. 

Background Art 

10 

[0002] A fuel cell using stabilized zirconia as a solid electrolyte usually has a high working temperature of 900°C to 
1000°C, and is to be exposed to such high temperatures for a long time. It must therefore be composed of a material 
having an extremely high thermostability, and its anode and cathode must be composed of materials having a coeffi- 
cient of thermal expansion almost identical to that of the material for the solid electrolyte. These materials can only be 
15 selected from a very narrow and limited range and from expensive materials. Accordingly, development has been made 
to provide solid oxide fuel cells containing a thin film solid oxide electrolyte and having a working temperature ranging 
from 60CTC to 800°C. 

[0003] To develop fuel cells using a thin film solid oxide electrolyte, porous ceramic sheet having the following char- 
acteristics should essentially be developed. The required characteristics are, for example, high gas permeability, high 

20 electrical conductivity, a coefficient of thermal expansion close to that of the electrolyte, high mechanical strength, and 
satisfactory shock resistance at high temperatures (thermal shock resistance). 

[0004] Therefore, a porous ceramic sheet composed of nickel oxide-stabilized zirconia is generally used. To 

improve the gas permeability of such a porous ceramic sheet, it is effective to lower the sintering temperature of the 
NiO-stabilized zirconia, and to enhance its electrical conductivity, it is effective to increase the Ni content in the NiO- 

25 stabilized zirconia. Contrary to this, to improve the mechanical strength of the ceramic sheet, it is desirable to increase 
the sintering temperature of the NiO-stabilized zirconia and thereby to decrease the porosity, and to make the coeffi- 
cient of thermal expansion close to that of the electrolyte, it is effective to decrease the Ni content in the NiO-stabilized 
zirconia. As thus described, the porosity and electrical conductivity are somewhat inconsistent with the mechanical 
strength, and a porous ceramic sheet which is satisfactory in all these characteristics has not yet been developed in 

30 practice. 

[0005] For instance, Japanese Unexamined Patent Publication No. 4-147569 discloses a ceramic sheet obtained 
by granulating a powdery mixture of nickel oxide and zirconia to give a granulated powder, forming the granulated pow- 
der, and firing the formed powder under a reducing atmosphere to give a ceramic sheet. In general, however, firing 
under a reducing atmosphere, particularly sintering at 1200°C or higher causes volumetric shrinkage during reduction, 

35 and the resultant product is liable to be cracked. Separately, Japanese Unexamined Patent Publication No. 5-225986 
discloses a ceramic sheet obtained by granulating and heat-treating a powdery mixture of nickel oxide and zirconia to 
give a granulated powder, adding a given amount of a sintering aid to the granulated powder, forming the resultant mix- 
ture and firing at 1300°C to 1600°C under an oxidizing atmosphere. The addition of such sintering aids is effective for 
the improvement of mechanical strength. However, nickel oxide or zirconia is liable to undergo a solid state reaction with 

40 the sintering aid component at high temperatures to give a complex oxide of nickel oxide or zirconia with the sintering 
aid component. This complex oxide may deteriorate the gas permeability and electrical conductivity of the ceramic 
sheet with time. 

[0006] Japanese Unexamined Patent Publication No. 8-287921 discloses the optimization of particle diameters of 
nickel oxide and stabilized zirconia to be used as material powders. To be more specific, it discloses a ceramic sheet 

45 using a nickel oxide powder having a particle diameter one tenth or less that of stabilized zirconia particles. This is 
intended to ensure the electrical conductivity and to meet the overall characteristics such as mechanical strength and 
coefficient of thermal expansion, by rendering nickel oxide particles come interstitially into gaps between stabilized zir- 
conia particles to form an area where the proportion of Ni is high even when the content of nickel oxide is reduced. Such 
insurance of the electrical conductivity by uneven distribution of nickel, however, deteriorates the homogeneity in elec- 

so trical conductivity of the porous ceramic sheet, and reduces with time the mechanical strength and thermal shock resist- 
ance in long-term use. 

[0007] Separately, Japanese Unexamined Patent Publication No. 9-223508 discloses an NiO-stabilized zirconia 
porous ceramic sheet having pores about 1 jim or less in diameter obtained by a tape casting technique. 
[0008] The firing for the production of the porous ceramic sheet disclosed in the publication is performed at a high 
55 temperature of about 1400°C, and therefore the nickel component is sintered to occlude or excessively narrow the 
pores or the proportion of nickel oxide is reduced by volatilization, which may deteriorate the gas permeability and elec- 
trical conductivity. The uneven distribution of the nickel component may affect changes with time of the mechanical 
strength and thermal shock resistance and may not meet the stability with time of the electrical conductivity. 
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[0009] When a ceramic sheet is produced by firing a precursor green sheet, it is generally produced by a process 
of placing a setter of, for example, alumina in a furnace, which alumina setter is available at low costs, and placing the 
green sheet on the setter. However, these porous ceramic sheets composed of nickel oxide-stabilized zirconia pro- 
duced by such a process are liable to have decreased strength and electrical conductivity and hence have not meet the 

5 characteristics required for solid oxide fuel cell applications. 

[0010] The invention has been accomplished under these circumstances, and it is an object of the invention to pro- 
vide a porous ceramic sheet advantageously used in solid oxide fuel cells, which has a satisfactory thermal shock 
resistance and mechanical strength and exhibits a sufficient permeability against a fuel gas and a desired electrical 
conductivity, a production process for the ceramic sheet, and a setter for producing a porous ceramic sheet which can 

10 advantageously be used in the production process. 

Disclosure of Invention 

[0011] After intensive investigations of causes of deterioration in strength and electrical conductivity in a porous 

15 ceramic sheet the present inventors found that when a green sheet, which is a precursor of a porous ceramic sheet 
containing stabilized zirconia and nickel oxide, is heat-treated on. for example, a conventional alumina setter, the nickel 
component in a surface layer of the green sheet scatters or migrates into the alumina setter, and decreases, resulting 
in reduced mechanical strength and electrical conductivity. The present invention has been accomplished based upon 
the above finding by improving a process for producing, in particular a setter for producing, a porous ceramic sheet 

20 [0012] To be more specific, the inventive setter for producing a porous ceramic sheet is a setter to be used for the 
production of a porous ceramic sheet containing nickel oxide and stabilized zirconia, which setter comprises a sheet 
ceramic containing 40% to 90% by weight of an [NiO] unit. The production setter may preferably be obtained by forming 
a slurry into a sheet to give a green sheet, the slurry containing 40% to 90% by weight of a nickel oxide powder as mate- 
rial powder, and subjecting the green sheet to a heat treatment at 1300°C to 1500°C. In this connection, the [NiO] unit 

25 means nickel oxide itself or an NiO unit when nickel forms a complex oxide with another component 

[0013] The inventive process for producing a porous ceramic sheet includes the steps of: forming a slurry into a 
sheet to give a green sheet, the slurry containing 20% to 50% by weight of a stabilized zirconia powder and 50% to 80% 
by weight of a nickel oxide powder, placing the green sheet on the inventive setter, and firing the green sheet on the 
setter at 1200°C to 1400°C. It is preferable that the top of the green sheet placed on the setter is covered with another 

30 piece of the inventive setter and the covered green sheet is fired. The inventive porous ceramic sheet is a porous 
ceramic sheet containing nickel oxide and stabilized zirconia, in which a ratio X of a ratio Xa relative to a ratio Xb ranges 
from 0.85 to 1 .18, the ratio Xa is a ratio of an X-ray diffraction peak intensity of the (200) line of nickel oxide relative to 
an X-ray diffraction peak intensity of the (111) line of the stabilized zirconia on one side of the sheet, and the ratio Xb is 
a ratio of an X-ray diffraction peak intensity of the (200) line of nickel oxide relative to an X-ray diffraction peak intensity 

35 of the (111) line of the stabilized zirconia on the other side. To be more specific, it is a porous ceramic sheet produced 
by the inventive production process. The inventive porous ceramic sheet preferably has an area of equal to or more than 
100 cm 2 and a thickness ranging from 50 to 1000 \xm. 

Brief Description of Drawings 

40 

[0014] 

FIG. 1 through FIG. 3 are each a schematic diagram illustrating an embodiment of the process for producing a 
porous ceramic sheet according to the invention. 

45 

Best Mode for Carrying Out the Invention 

(Setter for producing a porous ceramic sheet] 

so [001 5] Initially, a production setter to be used in the inventive process for producing a porous ceramic sheet will now 
be described. 

[001 6] The inventive production setter is a setter to be used for the production of a porous ceramic sheet containing 
nickel oxide and stabilized zirconia, to be more specific, a setter to be placed under a green sheet in the firing, which 
setter is a sheet ceramic containing 40% to 90% by weight an [NiO] unit. The green sheet just mentioned above is a 
55 precursor of the ceramic sheet (hereinafter may be referred to as "green sheet for ceramic sheet"). 

[001 7] As the setter contains 40% to 90% by weight of the [NiO] unit, migration and reaction, during firing, of nickel 
oxide contained in the green sheet for ceramic sheet can be prevented. To be more specific, the following is supposed 
in an alumina setter: A chemical reaction represented by the following formula occurs between the green sheet for 
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ceramic sheet and the alumina setter at high temperatures of about 1000°C or higher: 

NiO + Al 2 0 3 -» NiAI 2 0 4 

5 As a result of this solid phase reaction, nickel oxide component contained in the green sheet for ceramic sheet is con- 
sumed, and the content of nickel oxide in the resultant ceramic sheet is less than that of the precursor green sheet for 
ceramic sheet, resulting in an increased porosity, and thereby decreased mechanical strength and reduced electric con- 
ductivity. On the contrary, when the setter in contact with the green sheet for ceramic sheet contains nickel oxide in the 
above proportion, the component of the setter does not further react with nickel oxide in the green sheet for ceramic 

10 sheet In other words, nickel oxide in the green sheet is prevented from reaction and consumption, and nickel oxide 
does not decrease even if the setter on which the green sheet is placed on an alumina setter and the green sheet is 
fired. 

[0018] The composition of the inventive setter has only to be a composition containing 40% to 90% by weight of an 
[NiO] unit. The other components include, but are not limited to, stabilized zirconia, zircon, alumina, silica, titania, talc, 

75 kaolin, bentonite, mullite, steatite, cordierite, clay or China clay, and other compounds and complex compounds; or 
oxides and other compounds of lanthanum, cerium, and other rare-earth elements, calcium, magnesium, and other 
alkaline earth metals, cobalt, copper, iron, and other base metals; or mixtures of these compounds. The other compo- 
nent and nickel oxide may be a mixture of independent compounds without any solid phase reaction, or may form a 
complex oxide by the solid state reaction. When they reside as a mixture, the [NiO] unit is a nickel oxide compound, and 

20 when they reside as a complex oxide, the [NiO] unit is a unit which can be considered as NiO. 

[001 9] Of the compositions of the setter preferred are a composition containing 40% to 90% by weight of nickel 
oxide and 1 0% to 60% by weight of stabilized zirconia, and a spinel ceramic NiAI 2 04 composed of nickel oxide and alu- 
mina. The spinel ceramic contains the [NiO] unit and an [Al 2 0 3 ] unit in such a ratio that [NiO]/[AI 2 0 3 ] 42/58. When the 
other component is alumina and the content of nickel oxide is less than 42% by weight or more than 42% by weight (i.e., 

25 the content of alumina is more than 58% by weight or less than 58% by weight), alumina or nickel oxide which does not 
constitute the spinel compound is coexistent with the spinel compound. The setter may also have such a composition. 
[0020] The nickel oxide powder to be used as a material of the setter preferably has a mean particle diameter of 0.1 
jim to 15 nm, and a particle diameter at 90% by volume of equal to or less than 30 urn. More preferably, it has a mean 
particle diameter of 0.5 jim to 10 nm and a particle diameter at 90% by volume of equal to or less than 20 urn. 

30 [0021 ] When stabilized zirconia is used as the other component, the stabilized zirconia preferably has a mean par- 
ticle diameter of 0.1 \xm to 3 jim and a particle diameter at 90% by volume of equal to or less than 6 (xm, and more pref- 
erably a mean particle diameter of 0.1 \im to 1 .5 urn and a particle diameter at 90% volume of equal to or less than 3 
urn. When alumina is used as the other component, such alumina preferably has a mean particle diameter of 0.1 to 100 
jim and a particle diameter at 90% by volume of equal to or less than 50 Jim, and more preferably has a mean particle 

35 diameter of 0.3 to 50 jim and a particle diameter at 90% by volume of equal to or less than 30 Jim. 

[0022] The mean particle diameter and particle diameter at 90% by volume (the particle diameter when the cumu- 
lative volume percentage from the minimum particle diameter reaches 90% by volume) are determined by subjecting a 
sample to ultrasonic dispersion in a 0.2% sodium hexametaphosphate aqueous solution for 1 minute and measuring 
the dispersed sample with a laser diffraction type particle size distribution analyzer (a product of Shimadzu Corporation: 

40 SALD-1100). 

[0023] The inventive setter is produced by forming a composition having the aforementioned composition into a 
sheet by, for instance, a conventional doctor blade process, extrusion process or pressing process to give a green sheet 
(hereinafter referred to as "green sheet for setter" to distinguish from the green sheet for ceramic sheet), and firing the 
green sheet for setter at 1300°C to 1500°C. The firing temperature of the green sheet for setter is preferably 50°C to 

45 300°C higher than the firing temperature of the green sheet for ceramic sheet. If the green sheet for setter is fired at a 
temperature lower than the firing temperature of the green sheet for ceramic sheet, the green sheet for setter is also 
fired during the firing of the green sheet for ceramic sheet, and the green sheet for ceramic sheet may be flawed or 
cracked due to shrinkage during the firing. On the contrary, if the temperature is excessively high, the nickel component 
may potentially be molten to reduce the strength of the setter. 

so [0024] When alumina is chosen as the other component, the solid phase reaction occurs during the firing to give a 
spinel compound, NiAI 2 0 4 . In this case, if the material powder composition, i.e., the ratio of the nickel oxide powder to 
the powdery alumina (NiO/AI 2 03) " s ' ess than 42/58, an excess alumina component remains which has not been com- 
pounded into the spinel compound. However, only a small amount of alumina remains as alumina in the setter, and even 
if the alumina in the setter reacts with nickel oxide in the green sheet for porous ceramic sheet in a contact interface, 

55 the decrement of nickel oxide due to this reaction is trace and within the range of X as described later. 

[0025] The green sheet for setter can be produced according to such a conventionally known process for producing 
green sheets as disclosed in Japanese Unexamined Patent Publication No. 63-277546. 

[0026] The inventive setter has the above configuration, and has only to be sheet-form and to have a size larger 



4 



EP1 026134 A1 



than that of the green sheet for porous ceramic sheet. Its dimensions are not particularly limited, and it may be a thin 
sheet 0. 1 to 1 mm thick or a thick sheet 5 to 30 mm thick. 

[0027] The inventive setter may be either dense or porous, but it is preferably a porous material having a porosity 
of 5% to 50%. This is because when a plurality of green sheets for ceramic sheet are layered with the setters alternately 
s and are fired, such porous sheets allows a decomposed binder composition contained in the green sheets for ceramic 
to volatile and to scatter from the pores of the setters. 

[Process for producing porous ceramic sheet] 

w [0028] The process for producing a porous ceramic sheet according to the invention is a process comprising the 
steps of: forming a composition containing 20% to 50% by weight of a stabilized zirconia powder and 50% to 80% by 
weight of a nickel oxide powder into a sheet to give a green sheet for ceramic sheet, placing the green sheet for ceramic 
sheet on the inventive setter, and firing the green sheet on the setter at 1200°C to 1400°C. 

[0029] Practical techniques for the placement of the green sheet for ceramic sheet on the setter include: a tech- 
15 nique of arranging the inventive setter 1 for the production only at the bottom of the green sheet 2 for ceramic sheet as 
illustrated in FIG. 1 , or a technique of placing not only a setter 1a at the bottom of the green sheet 2 for ceramic sheet 
but also another setter 1 b on top of the green sheet 2, that is, a technique of sandwiching the green sheet 2 for ceramic 
sheet with the two setters 1a and 1b and firing the same, as shown in FIG. 2. When a plurality of green sheets for 
ceramic sheet are fired concurrently, it is preferable, before firing, to interpose each of the setters 1 between the green 
20 sheets 2, 2 to arrange the green sheets 2 and setters 1 in an alternating manner, as illustrated in FIG. 3. In this case, 
another setter 1c is preferably placed on top of the topmost green sheet 2. In FIGS. 1 to 3, the numeral 3 denotes a 
plate (setter) directly placed in a furnace. The species of the plate is not limited, and an alumina plate which has a high 
sintering temperature and is available at low costs can be employed. 

[0030] As thus described, when the firing is performed while the inventive setter 1 is interposed between the green 
25 sheet 2 for ceramic sheet and the plate 3, the decrement of the nickel component can be prevented, which decrement 
is due to the migration of the nickel component caused by the reaction in a contact interface between the green sheet 
2 for ceramic sheet and the plate or the setter 1. Separately, covering top of the green sheet 2 with the setter 1b pre- 
vents the nickel component from volatilizing even if it is fired at high temperatures of about 1400°C. 
[0031 ] In this connection, when a plurality of setters are used, all the setters may have an identical composition and 
30 size (thickness), but the upper setters 1 b and 1 c preferably have a thickness larger than the other setters so as to serve 
as a weight. 

[0032] In this case, a topmost setter, i.e.. a setter to be used as a cover, preferably has a thickness larger than the 
other setters, because it also serves as a weight. 

[0033] The green sheet for ceramic sheet is prepared in the following manner: A material powder having a compo- 

35 sition of 20% to 50% by weight of a stabilized zirconia powder and 50% to 80% by weight of a nickel oxide powder, a 
binder, a solvent, and if necessary a plasticizer, a dispersant or the like are kneaded with a ballmill to prepare a slurry, 
and the slurry is shaped by a general sheet forming process such as the doctor blade process. In this step, a por 
former inclusive of carbon particles, or sublimate or pyrolyzable organic particles may be added for the adjustment of 
pore size. The green sheet can be prepared by, in addition to the doctor blade process, a calendering roll process or 

40 extrusion process, or such a process as disclosed in Japanese Unexamined Patent Publication No. 63-277546. 

[0034] The prepared green sheet for ceramic sheet is cut and punched into a given shape, is placed on the setter 
or is sandwiched by two setters, and is fired at 1200°C to 1400°C, preferably at 1300°C to 1350°C. When the tempera- 
ture is lower than 1200°C, the mechanical strength of the resultant ceramic sheet is insufficient, on the contrary, if it 
exceeds 1400°C, the nickel component is molten and made more volatile, and the pores become too small to give a 

45 desired gas permeability. 

[0035] As described above, the inventive production process which utilizes the setter of the invention can prevent 
decrement of the nickel component due to migration, reaction or volatilization during the production of an NiO-zirconia 
ceramic sheet, and it can yield an NiO-zirconia ceramic sheet with facility and stability, which ceramic sheet can retain 
satisfactory characteristics according to the composition of the material. According to the inventive production process, 

so therefore, the inventive porous ceramic sheet can be produced with facility, which porous ceramic sheet meets required 
characteristics including, for example, thermal shock resistance, mechanical strength, gas permeability, and electrical 
conductivity and can advantageously be applied to solid oxide fuel cells. 

[Porous ceramic sheet] 

55 

[0036] The inventive porous ceramic sheet is a ceramic sheet being electrically conductive and having thermal 
shock resistance, mechanical strength and a satisfactory gas permeability. 

[0037] The concrete configuration of the inventive porous ceramic sheet which can meets the above requirements 
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will be described below. 

[0038] The inventive porous ceramic sheet is a porous ceramic sheet containing nickel oxide and stabilized zirco- 
nia, in which 20% to 50% by weight of zirconium oxide (sic, correctly "stabilized zirconia") and 50% to 80% by weight of 
nickel oxide, and preferably 30% to 40% by weight of zirconium oxide (sic, correctly "stabilized zirconia") and 60% to 

5 70% by weight of nickel oxide are blended. 

[0039] The stabilized zirconia is obtained by adding one or more oxides as stabilizers to 2r0 2 to give a solid solu- 
tion. Such oxides can be selected from, but are not limited to. MgO, CaO, SrO, BaO and other oxides of alkaline earth 
metals; Y 2 0 3 , La 2 °3. Ce °2. Pr 2°3. Nd 2 0 3 . Sm 2 0 3 . Eu 2 0 3 . Gd 2 0 3 , Tl^Os, Dy 2 0 3 , Er 2 0 3 , Tn^Og. Yb 2 0 3 , and other 
oxides of rare-earth elements; Sc^, Bi 2 0 3 , and ln 2 0 3 . Of these, zirconium oxide which is stabilized with 2% to 12% 

10 by mole of yttria (YSZ) is preferably employed. 

[0040] The stabilized zirconia powder to be used as a material is advantageously a powder having a mean particle 
diameter of 0.1 to 3 fim and a particle diameter at 90% by volume of equal to or less than 6 urn, preferably having a 
mean particle diameter of 0.1 to 1 .5 \irr\ and a particle diameter at 90% by volume of equal to or less than 3 jim, and 
more preferably having a mean particle diameter of 0.2 to 1 urn and a particle diameter at 90% by volume of equal to 

15 or less than 2 \xm. The nickel oxide powder to be used as a material is advantageously a powder having a mean particle 
diameter of 0.1 to 15 u.m and a particle diameter at 90% by volume of equal to or less than 30 jim, preferably a powder 
having a mean particle diameter of 0.3 to 3 urn and a particle diameter at 90% by volume of equal to or less than 20 
^im, and more preferably having a mean particle diameter of 0.5 to 1 .5 fim and a particle diameter at 90% by volume of 
equal to or less than 10 urn. In particular, if the porous ceramic sheet is used as a member of a solid oxide fuel ceil, the 

20 particle diameter of nickel oxide at 90% by volume should be equal to or less than 6 jim and preferably equal to or less 
than 3 urn to avoid inclusion of coarse particles. 

[0041] The above ranges are defined for the following reasons: If a powdery mixture of a stabilized zirconia powder 
having a mean particle diameter exceeding 3 ^im and a particle size at 90% by volume exceeding 6 um and a nickel 
oxide powder having a mean particle diameter exceeding 15 urn and a particle diameter at 90% by volume exceeding 

25 30 fim is used as the material powder, the resultant ceramic sheet not only becomes porous due to calcination but also 
has vacancies in the gaps between the particles and therefore it fails to have a desired thermal shock resistance and 
mechanical strength. On the contrary, the use of a powdery mixture of a stabilized zirconia powder having a mean par- 
ticle diameter less than 0.1 jim and a nickel oxide powder having a mean particle diameter less than 0.1 *im results in 
deteriorated porosity, and hence sufficient gas permeability is not obtained. 

30 [0042] The material of the inventive porous ceramic sheet can contain, for example, cerium oxide or lanthanum 
oxide) doped with gadolinium oxide or another rare-earth oxide instead of the stabilized zirconia. 
[0043] The porosity of the inventive porous ceramic sheet has the above configuration and ranges from 5% to 50%, 
preferably from 1 0% to 40%. If it is less than 5%, the gas permeability becomes insufficient, on the contrary, if it exceeds 
50%, the mechanical strength and thermal shock resistance become insufficient. The mean pore size should preferably 

35 fall in the range from 0.1 urn to 1 urn. 

[0044] The inventive porous ceramic sheet has a ratio X of a ratio Xa relative to a ratio Xb ranging from 0.85 to 1 . 1 8, 
where the ratio Xa is a ratio of an X-ray peak intensity of the (200) line of nickel oxide relative to an X-ray diffraction peak 
intensity of the (111) line of the stabilized zirconia on one side of the sheet, and the ratio Xb is a ratio of an X-ray peak 
intensity of the (200) line of nickel oxide relative to an X-ray diffraction peak intensity of the (111) line of the stabilized 

40 zirconia on the other side. 

[0045] As the zirconia component appears not to migrate or volatile after the firing and its concentration is consid- 
ered to be constant before and after the firing, the ratios Xa and Xb are considered to correspond to the decrement of 
nickel, in other words, X ranging from 0.85 to 1 .18 means that both Xa and Xb are equal to or more than 0.85, that is, 
the decrement of nickel on each side is within 15%, and that the closer X approaches 1, the more homogeneously is 

45 nickel oxide distributed from the surface side to the back side of the ceramic sheet. 

[0046] In this connection, in the case that nickel oxide component decreases on both sides alike, for example in the 
case the green sheet sandwiched between two alumina setters is fired, the solid phase reaction occurs on both sides 
alike, i.e., on the top side and bottom side, and X appears to approach one. The nickel component is, however, liable to 
migrate toward the bottom by gravity, and X does not fall in the range from 0.85 to 1 .18. even though the nickel compo- 
se* nent decreases when the reaction with the setters. 

[0047] The X-ray diffraction peak intensity ratio on each side of the ceramic sheet was determined with the use of 
an X-ray diffractometer RU-300 manufactured by Rigaku Industrial Corporation with CuKct 1-50 kV/300 mA K X-ray, a 
wide-angle goniometer, and a curved crystal monochrometer under conditions of a scanning speed of 4°/min and scan- 
ning step of 0.01 °. As the X-ray diffraction (XRD) peak intensities of the stabilized zirconia and nickel oxide in each line, 

55 a peak intensity at around a interplaner spacing d=2.97 angstroms reads a peak intensity of the (111) line of a stabilized 
zirconia tetragonal or cubic crystal, and a peak intensity at around a interplaner spacing d=2.09 angstroms reads a 
peak intensity of the (200) line of a nickel oxide cubic crystal. The ratio X can be obtained by calculating the ratios (NiO 
peak intensity/zirconia peak intensity) of the peak intensity of the (200) line of nickel oxide relative to the peak intensity 
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of the (111) line of zirconia on both sides, the surface side and back side, of the sheet. 

[0048] The inventive porous ceramic sheet should preferably have an area of 100 cm 2 or more and a thickness of 
about 50 to 1 000 urn when it is used for solid oxide fuel cells. The shape of the inventive ceramic sheet is not especially 
limited, and can be chosen according to the shape of the anode of the fuel cell to be applied to. It may be any of square, 

5 rectangular, strip, polygon, polygon with R-shaped corner, circular, or ellipse, and the sheet may be any of these shapes 
further having a hole in the form of, for example, circular, ellipse, or polygon with R-shaped corner. 
[0049] The porous ceramic sheet having the above configuration is obtained by mixing a powdery mixture of nickel 
oxide and stabilized zirconia having the composition of the ceramic sheet, a solvent, a binder, a solvent, and where nec- 
essary a plasticizer, a dispersant or the like to give a slurry, forming the slurry into a sheet by a conventional sheet form- 

10 ing technique such as the doctor blade process to give a green sheet, cutting the green sheet to a given size, and firing 
the cut green sheet. Preferably, the ceramic sheet is produced by the inventive production process, i.e., a process of 
firing the green sheet while placing the green sheet on the inventive setter or sandwiching the same between the inven- 
tive setters. According to the production process using the inventive setter, decrement of nickel oxide component in the 
green sheet caused by migration or volatilization can be prevented with facility, and the resultant ceramic sheet can 

75 have a nickel oxide content which is nearly identical to that in the composition of the green sheet and is distributed 
homogeneously from the surface side to the back side of the green sheet. Accordingly, the ceramic sheet can meet the 
mechanical strength, thermal shock resistance, electrical conductivity, gas permeability and other characteristics 
required as solid oxide fuel cell members. Such characteristics can be obtained based upon the composition of the 
material. 

20 [0050] When the inventive porous ceramic sheet is used as a member of a solid oxide fuel cell, the porous ceramic 
sheet is to support a thin film anode and/or a thin film electrolyte. For this purpose, any of techniques can adequately 
be employed, including VSP and other plasma spraying techniques, flame spraying technique, PVD (physical vapor 
deposition), magnetron sputtering, electron beam PVD, and other vapor phase deposition techniques; and screen print- 
ing process, sol-gel process, slurry coating process, and other wet processes. The thin film anode is adjusted to have 

25 a thickness of 3 to 300 urn, preferably 5 to 100 jim, and the thin film electrolyte is adjusted to have a thickness of 3 to 
1 00 nm, preferably 5 to 30 urn. 

Examples 

30 [0051] The invention will be further illustrated in detail with reference to several examples below which are not 
directed to limiting the scope of the invention. 

[Methods for measurement and estimation] 

35 [0052] The methods for measurement and estimation used in the following examples will be described below. 

(1) Peak intensity ratio (X) 

[0053] The peak intensity ratio was determined with the use of an X-ray diffractometer RU-300 manufactured by 
40 Rigaku Denki Industrial Corporation with CuKa 1 -50 kV/300 mA K X-ray, a wide-angle goniometer, and a curved crystal 
monochrometer under conditions of a scanning speed of 4°/min and scanning step of 0.01°. The peak intensity (zirco- 
nia peak intensity) at around an interplanner spacing d=2.97 angstroms reads and corresponded to an X-ray intensity 
of the (111) line of a zirconia tetragonal or cubic crystal; and a peak intensity (NiO peak intensity) at around an interpla- 
nar spacing d=2.09 angstroms reads and corresponded to an X-ray intensity of the (200) line of a nickel oxide cubic 
45 crystal. In this procedure, the ratio (NiO peak intensity/zirconia peak intensity) of the NiO peak intensity relative to the 
zirconia peak intensity on one side of the ceramic sheet was defined as Xa, and the ratio on the other side was defined 
as Xb, and the ratio X was determined as a ratio (Xa/Xb) of Xa relative to Xb. 

(2) Thermal shock resistance 

so 

[0054] The thermal shock resistance test was performed in the following manner: A sample porous ceramic sheet 
was retained in an electric furnace at 800°C for 2 hours, and then immediately taken out from the furnace to the outside 
at room temperature and retained for 10 minutes, then this procedure, i.e., putting into an electric furnace at 800°C and 
taking out from the furnace to the outside at room temperature, five times. The formation of cracks was th n visually 
55 observed. 

[0055] When cracking was observed, the measurement was defined as the repetition number at the time when the 
cracking was first observed visually. 
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(3) Mechanical strength (kgf/cm 2 ) 

[0056] Each porous ceramic sheet was cut with a diamond cutter to give a strip test piece 4 x 50 mm in size, and 
its 3-point bending strength was determined according to the method described in Japanese Industrial Standards (JIS) 
5 R-1601. 

(4) Porosity (%) 

[0057] The porosity was determined by the mercury penetration method. 

10 

(5) Electrical conductivity 

[0058] Each porous ceramic sheet was cut to a given shape with a diamond cutter, and the cut piece was subjected 
to a heat treatment at 1 300°C under a hydrogen atmosphere for 3 hours to give a test piece, and the electrical conduc- 
15 tivity of the test piece was determined by the DC four-terminal method. 

[Preparation of production setter] 

• Production setter A; 

20 

[0059] A zirconia powder stabilized by 8% by mole of yttrium oxide (hereinafter briefly referred to as "SYSZ") (40% 
by weight) and a nickel oxide powder (60% by weight) were mixed to give a material powdery mixture, where the stabi- 
lized zirconia powder had a mean particle diameter of 0.5 urn and a 90%-by-volume-diameter of 1.2 jim and nickel 
oxide powder was obtained by pyrolysis of a nickel carbonate powder and had a mean particle diameter of 4.5 urn and 

25 a 90%-by-volume-diameter of 8 *im. To 100 parts by weight of the powdery mixture were added 12 parts by weight of 
an acrylic binder, 40 parts by weight of toluene/ethyl acetate mixture (2/1 by weight) as a solvent, and 2 parts by weight 
of dibutyl phthalate as a plasticizer. where the acrylic binder was a copolymer composed of 79.5% by weight of an iso- 
butyl methacrylate unit, 20% by weight of a 2-ethylhexyl methacrylate unit and 0.5% by weight of methacrylic acid. The 
resultant mixture was kneaded with a ballmill, and was then degassed and adjusted in viscosity to give a slurry having 

30 a viscosity of 40 poise, and the slurry was formed into a sheet by the doctor blade process to give an NiO-zirconia green 
sheet about 0.5 mm thick 

[0060] The green sheet was then cut to a given size, and was placed on an alumina plate 20 mm thick and fired at 
1400°C for 5 hours to give an NiO-zirconia production setter A 150 mm square in size, 0.4 mm in thickness and 15% in 
porosity. 

35 

• Production setter B; 

[0061] A green sheet for setter having a thickness of 0.3 mm was prepared in the same manner as in the setter A, 
and was fired at 1350°C for 3 hours, as in the setter A, to give a production setter B 1 70 mm square in size, 0.2 mm in 
40 thickness and 20% in porosity. 

• Production setter C; 

[0062] A total of 58% by weight of an alumina powder (AM 5, a product of Showa Denko Co., Ltd.) having a mean 
45 particle diameter of 55 \im and 42% by weight of a nickel oxide powder having a mean particle diameter of 4.5 |im which 
was obtained by the pyrolysis of a nickel carbonate powder were mixed and calcined at 800°C to give a powdery mix- 
ture. 

[0063] The powdery mixture was formed into a sheet in the same manner as in the setter A to give a green sheet 
for setter having a thickness of about 0.4 mm. 
so [0064] The obtained green sheet was cut to a given size and was fired at 1400°C for 5 hours to give a production 
setter C 200 mm square in size, 0.3mm in thickness, 5% in porosity having a crystal structure of nickel aluminate spinel. 

• Production setter D; 

55 [0065] Using an alumina powder (AI-15. a product of Showa Denko Co., Ltd.) having a mean particle diameter of 
55 urn, an alumina green sheet about 0.5 mm thick was obtained in the same manner as in the setter A. The green 
sheet was then cut to a give size and was fired at 1550°C for 5 hours to give a production setter D 150 mm square in 
size, 0.4 mm in thickness and 30% in porosity. 
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• Production setter E; 

[0066] A dense alumina plate (SSA-A, a product of Nikkato Corporation) was used as a production setter E. 
5 • Production setter F; 

[0067] A setter was prepared in the same manner as in the setter A, except that the proportions of the 8YSZ powder 
and nickel oxide powder were changed to 70% by weight for 8YS2 and 30% by weight for nickel oxide. As a result, a 
setter F 150 mm square in size, 0.4 mm in thickness and 18% in porosity was obtained. 
10 [0068] The compositions, sizes and porosity of the setters A through F are set forth in Table 1. The setters A 
through C are the setters according to the invention. 



Table 1 



15 




Production setter 






Composition (material, weight ratio) 


Size 


Porosity 




A 


NiO/8YSZ=6/4 


1 50 mm square 


15 


20 






0.4 mm thick 






B 


NiO/8YSZ=6/4 


1 70 mm square 
0.2 mm thick 


20 




C 


Spinel NiAl20 4 (NiO/AI 2 0 3 =42/58) 


200 mm square 


5 


25 






0.3 mm thick 






D 


Porous alumina 


1 50 mm square 
0.4 mm thick 


30 


30 


E 


Dense alumina 


150 mm square 


0 






2.6 mm thick 






F 


NiO/8YSZ=3/7 


150 mm square 
0.4 mm thick 


18 



35 



[Preparation of green sheet for porous ceramic sheet] 

• Green sheet a; 

40 

[0069] A total of 30% by weight of a 8YSZ powder and 70% by weight of a nickel oxide powder (a product of Kishida 
Chemical Co., Ltd.) were mixed to give a powdery mixture, where the 8YSZ powder had a mean particle diameter of 
0.3 jim and a 90%-by- volume-diameter of 0.8 fim and nickel oxide powder had a mean particle diameter of 0.9 ^m and 
a 90%-by-volume-diameter of 1 .5 urn. To 1 00 parts by weight of the powdery mixture were added 1 5 parts by weight of 

45 an acrylic binder, 40 parts by weight of toluene/ethyl acetate mixture (2/1 by weight) as a solvent, and 2 parts by weight 
of dibutyl phthalate as a plasticizer, where the acrylic binder was a copolymer composed of 79.5% by weight of an iso- 
butyl methacrylate unit, 20% by weight of a 2-ethylhexyl methacrylate unit and 0.5% by weight of methacrylic acid. The 
resultant mixture was kneaded with a ballmill, and was then degassed and adjusted in viscosity to give a slurry having 
a viscosity of 30 poise, and the slurry was formed into a sheet by the doctor blade process to give an NiO-zirconia green 

so sheet a 0.3 mm thick. 

* Preparation of green sheet b; 

[0070] A green sheet was prepared in the same manner as in the green sheet a. except that the material 8YSZ 
55 powder and nickel oxide powder were changed to those having the mean particle diameters and 90%-by weight-diam- 
eters indicated in Table 2. 
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Table 2 





Green Sheet for Ceramic Sheet 




Composition 
(NiO/8YSZ) 


NiO powder 


8YSZ powder 




Mean particle diameter 
(jim) 


90%-by-volume-diame- 
ter (jim) 


Mean particle diameter 
(^m) 


90%-by-volume-diame- 
ter (^im) 




a 


7/3 


0.9 


1.5 


0.3 


0.8 


b 


7/3 


0.5 


0.9 


0.7 


1.5 



15 [Preparation and estimation of porous ceramic sheet] 

[0071] A series of porous ceramic sheets Nos. 1 to 9 each having the dimensions indicated in Table 3 were 
obtained by placing each of the setters and green sheets shown in Table 3 on an alumina plate 20 mm thick, and firing 
at 1 300°C for 3 hours. For the other green sheets than No. 3, a 130-mm or 1 90-mm square green sheet was used, and 

20 for No. 3, a 150-mm diameter circular green sheet was employed. The figure in an upper row of the dimensions indi- 
cated in Table 3 demonstrates the length of a side or the diameter, and the f igure in a lower row demonstrates the thick- 
ness. - - - • - • - - - 

[0072] The firing was performed under any of the following conditions: where the setter was placed only at the bot- 
tom of the sheet as shown in FIG. 1 (referred to as "only bottom" in Table 3); where the green sheet was sandwiched 

25 between the setters as illustrated in FIG. 2 (referred to as "sandwiched" in Table 3); where green sheets and setters 
were piled up in an alternating manner, and other setters were further arranged on top and bottom of the pile so that 
the topmost and bottom green sheets were respectively sandwiched between the setters (referred to as "sandwiched 
pile" in Table 3); or where no setter was used (referred to as "placed on plate" in Table 3). Sheets Nos. 1 to 4 were 
porous ceramic sheets manufactured by the use of the inventive setters A to C. 

30 [0073] The X-ray diffraction peak intensities were measured on both sides of each of the prepared ceramic sheets, 
and the peak intensity ratio X was determined. Separately, the thermal shock resistance, mechanical strength, porosity 
and electrical conductivity were determined according to the above estimation methods. The measurements are shown 
in Table 3. 
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[0074] Any of the ceramic sheets Nos. 1 to 4 obtained by the use of the inventive setters had the ratio X within the 
range from 0.85 to 1.18. In addition, any of the porous ceramic sheets Nos. 1 to 4 showed no crack formation in the 
thermal shock resistance test, had a 3-point bending strength of 20 kgf/cm 2 or more, and an electrical conductivity of 
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750 S/cm or more. The comparison between the setters No. 1 and No. 2 demonstrates that the decrement of the nickel 
component can be minimized and the porosity and electrical conductivity can be improved by covering the sheet with 
the inventive setter in addition to placing the setter at the bottom of the sheet. 

[0075] On the contrary all the ceramic sheets Nos. 5 to 8 which were manufactured by placing the green sheet 
5 directly on an alumina setter or a plate had a ratio X much deviated from 1 and had deteriorated thermal shock resist- 
ance, mechanical strength and electrical conductivity. The sheet No. 8 had a ratio X of 0.78 which was not so far from 
the range specified in the invention, but it had a high porosity, and lower thermal shock resistance and mechanical 
strength than the sheets Nos. 5 to 7, because the nickel component was decreased on both sides in large amounts. In 
this connection, the ratio X deviates from the range specified in the invention in such a case that the nickel component 
10 is reduced on both sides as in the sheet No. 8. This is provably because the nickel component is liable to migrate down- 
ward by gravity and to be consumed there. 

[0076] in the sheet No. 9, a NiO-zirconia setter was used but the weight proportion of NiO to zirconia was out of the 
range specified in the invention. Accordingly, decrement of the nickel component was not sufficiently prevented, and the 
sheet No. 9 had a larger porosity and lower mechanical strength and electrical conductivity than the sheet No. 1 . 

15 

Claims 

1. A setter for producing a porous ceramic sheet, said porous ceramic sheet containing nickel oxide and stabilized zir- 
conia, wherein said setter comprises a sheet ceramic containing 40% to 90% by weight of an [NiO] unit 

20 

2. A setter for producing a porous ceramic sheet according to claim 1 , 

wherein said setter is obtained by forming a slurry into a sheet to give a green sheet, said slurry containing 

40% to 90% by weight of a nickel oxide powder as a powdery material, and subjecting said green sheet to a heat 
treatment at 1300°C to 1500°C. 

25 

3. A process for producing a porous ceramic sheet, said process comprising the steps of: 

forming a slurry into a sheet to give a green sheet said slurry containing 20% to 50% by weight of a stabilized 
zirconia powder and 50% to 80% by weight of a nickel oxide powder as powdery materials, 
30 placing said green sheet on a setter of claim 1 or 2, and 

firing said green sheet on the setter at 1200°C to 1400°C. 

4. A process for producing a porous ceramic sheet according to claim 3, 

wherein the top of said green sheet placed on the setter is covered with another setter of claim 1 or 2 and 
35 the covered green sheet is fired. 

5. A porous ceramic sheet containing nickel oxide and stabilized zirconia, 

wherein a ratio X of a ratio Xa relative to a ratio Xb ranges from 0.85 to 1 .18, said ratio Xa is a ratio of an X- 
ray diffraction peak intensity of the (200) line of nickel oxide relative to an X-ray diffraction peak intensity of the (111) 
40 line of the stabilized zirconia on one side of said sheet, and said ratio Xb is a ratio of an X-ray diffraction peak inten- 
sity of the (200) line of nickel oxide relative to an X-ray diffraction peak intensity of the (111) line of the stabilized 
zirconia on the other side. 

6. A porous ceramic sheet which is produced by a process according to claim 3 or 4. 

45 

7. A porous ceramic sheet according to claim 5 or 6, 

which has an area of equal to or more than 100 cm 2 and a thickness of 50 to 1 000 urn. 
so 8. A porous ceramic sheet according to any one of claims 5 to 7, which is used for a solid oxide fuel cell. 



55 
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FIG.1 




FIG.2 




FIG.3 



1c 




13 



EP 1 026 134 A1 



INTERNATIONAL SEARCH REPORT 



International application No. 

PCT/JP9 9/0266 6 



A. CLASSIFICATION OF SUBJECT MATTER 

Int. CI* C04B35/64, C04B38/00 

According to International Patent Classification (IPC) or to both national classification and IPC 



B. FIELDS SEARCHED 



Minimum documentation searched (classification system followed by classification symbols) 

Int.Cl 6 C04B35/64, C04B38/00-38/ 10 , C04B35/00-35 /22 



Documentation searched other than minimum documentation to the extent that such documents are included in the fields searched 

Jitsuyo Shinan Koho 1926-1996 Toroku Jitsuyo Shiran Koho 1994-1999 

Kokai Jitsuyo Shinan Koho 1971-1999 Jitsuyo Shinan Toroku Koho 1996-1999 



Electronic data base consulted during the international search (name of data base and, where practicable, search terms used) 



C DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



Citation of document, with indication, where appropriate, of the relevant passages 



Relevant to claim No. 



JP, 8-287926, A (Nippon Telegraph & Telephone 
Corp . ) , 

1 November, 1996 (01. 11- 96) (Family: none) 

JP, 8-162120, A (Mitsubishi Heavy Industries, Ltd- ) , 
21 June, 1996 (21- 06. 96) (Family: none) 

jp , 2-246105, A (Sumitomo Metal Industries , Ltd. ) , 

I October, 1990 (01. 10. 90) (Family: none) 

JP, 8-59347, A (T0T0 Ltd.), 

5 March, 1996 (05. 03. 96) (Family: none) 

JP, 9-180734, A (Kyocera Corp.)* 

II July, 1997 (11. 07. 97) (Family: none) 

JP, 7-105954, A (Mitsubishi Heavy Industries, Ltd. ) , 
21 April, 1995 (21. 04. 95) (Family: none) 



1-8 



1-8 



1-4 
6-8 



| | Further documents are listed in the continuation of Box C See patent family annex. 



■A" 



"O" 



Special categories of cited documents: 
document defining the general stale of the art which is oof 
considered to be of particular relevance 

earlier document but published on or after the international filing date 
document which may throw doubts on priority daim(s) or which is 
cited to establish the publication date of another citation or other 
special reason (as specified) 

document referring to an oral disclosure, use, exhibition or other 



* P" document published prioc to the imernational filing date but later than 
the priority date claimed 



later document published after the international Tiling date or priority 
date and not in conflict with the application favt cited to understand 
the principle or theory underlying the invention 
document of particular relevance; the claimed invention cannot be 
considered novel or cannot be considered to involve an inveanvestep 
when the document is taken alone 

document of particular relevance; the claimed invention cannot be 
considered to involve an inventive step when the document is 
combined with one or more other such documents, such combination 
being obvious to a person skilled in the art 
" A* document member of the same patent family 



"V 



Date of the actual completion of the international search 
1 September, 1999 (01. 09. 99) 



Dale of mailing of the international search report 

14 September/ 1999 (14. 09. 99) 



Name and mailing address of the ISA/ 

Japanese Patent Office 

Facsimile No. 



Anthorized officer 



Telephone No. 



Form PC171SA/210 (second sheet) (July 1992) 



14 



